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ABSTRACT 



An electrodeposition process for producing a layered composite material and the 
layeredcompositematerialproducedbytheprocess. The layered composite material includes at 
least one layer of a first alloy species of an alloy and at least one layer of a second alloy species 
of the alloy. The first alloy species and the second alloy species have distinguishable properties 
The process includes the steps of first energizing an electroplating circuit to provide a first 
e ectrop ating current to deposit a layer of the first alloy species and second energizing the 
e edoplattng circuit to provide a second electroplating current to deposit a layer of the second 
alloy spec.es The alloy is preferably a gold-tin alloy, the first alloy species is preferably the 
AujSn alloy phase and the second alloy species is preferably the AuSn alloy phase 
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ITIONPROCESS AND A LAYERED COMPOSITE Matpptat 
PRODUCED THEREBY ' 



TECHNICAL FIELD 



, A ^ C ° mp0site of layers of an alloy and a process for 

producing the layered composite material. 

BACKGROUND OP THF PWENTION 

) : ; — 

m ., . . * (Au " Sn) eutectic so,ders «* «>™ly used in the optoelectronic and 
^ mdUSttleS f ° r Ch * b °*^ A«-Sn solder is classified as a "hard solder" 

w«h supenor mechanical and thermal properties relative to "sofl" solders, such as the Pb-Sn 
system. 

pa^by « ^ electrodepositioiL c^Xsoto 

o^Z, rt T 0 ^ * *— 80,1 more Sickness and 

posmonalcontro.. Thtn film technology, however, involves expensive vacuum systems. 

tow ™, BleC ! r ° P,ating ° f AU ' SD CUteCtic ^ is *> attractive alternative in that it is a 

T k 01118 1,16 41,16,01658 P0Siti0nal ° f to *■ tochniques. Au Sn 

ol^jayershave »"V^**^»4^*to~ M ^^* 

' ! f enWft ° Ba/ EteCtr0niCS M <™*«*>*»g Technology Symposia, (1995) J 
L^T r ' D ^ " °"»~" * J - S- Werb, E. ZakelTn. ^ /2 

AT^fe*™^ Weraw , (1995) 440; and E. Zakel and H. Reich] Chanter 15 1 
Flv-CHp Technologies, ed., J. Lau, McGraw-Hill, (1995) 415. ^ ' " 

Commercially available Au and Sn baths are utilized from mhi.t, . 

3>\ v 
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One of the challenges with Au-Sn alloy plating baths is preventing the oxidation 
of Snfll) to Sn(TV), as discussed in D.R. Mason, A. Blair and P. Wilkinson, Trans. Inst. Met. 
Finish., 52 (1974) 143. Oxidation of Sn can be minimized by using soluble Sn anodes 
However, Au is deposited on the anodes unless they are isolated by semi-permeable diaphragms. 

It has been reported that Au-Sn alloys containing up to 30 at (i.e. atomic) % Sn 
could be deposited from baths containing no tree cyanide, and containing the Sn as its stannate 
complex formed with KOH (see E. Ran and K. Bihlimaier, Galvanische Weissgolniederschlage 
Mitt. Forschungsmst. Probierants. EdelmetaUe Staatl. Hoheren Fachschule Schwab. Gmmd, 11 
(1937) 59. Later claims concerning Au-Sn alloy plating, however, have been based on the use of 
alkaline and acid cyanide electrolytes, where Sn in many cases has been incorporated with the 
goal of obtaining brightening effects rather than producing deposits with significant amounts of 
Sn. 

Several cyanide based systems have been reported (see T. Frey and W HempeL 
DE 4406434, (1995); W. Kuhn, W. Zilske and A.-G. Degussa, Ger. DE 4,406,434, Aug 10 
1995: N Kubota, T. Horikoshi and E. Sato, J. Met. Fin. Soc Japan. M (1983) 37; and Y Tanabe 
N. Hasegawa and M. Odaka, J. Met. Fin. Soc. Japan, 34 (1983) 8. 



Frey and Hempel developed a bright Au-Sn plating bam with a pH of 3-14 
comprised of potatassium dicyanoaurate, soluble SnfTV), potassium hydroxide, potassium salt of 
gmcomc, glucaric and/or glucaronic acid, conductivity salt, piperazine and a small amount of As 
The bath was used to plate small parts with an alloy containing 5-25 wt % Sn. Bright deposits 
were obtained for thicknesses greater than 0.1 pm and the solution exhibited long term stability 
25 without the use of soluble Sn anodes. 

A.-G. Degussa, Ger. DE 4,406,434 teaches using potassium dicyanoaurate and tin 
chloride and claims a deposit composition of 8 wt % Sn and thickness of 5 um. 

Au-Sn codeposition from a cyanide system using pyrophosphate as a buffering 

^T!^ ^ KUb0ta ^ 81 Kub0ta - T " Horitos hi ^ E- Sato, ^ Jlfcr. J^p«„ 
34 (1983) 37; andN. Kubota, T. Horikoshi and E. S>U>, PUuing an* Surface Finishing, 71 (198^ 
46. The base formula consisted of iy>A, Kau(CN) 2 and SnCl^O. The mass transfer was 
mvesttgated to clarify reaction mechanisms between monovalent Au or bivalent Sn and 
pyrophosphate ions, by measuring conductivity, kinematic viscosity and limiting current density 
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of the bath components. Two pyrophosphate ions were complexed with one stannous ion, with 
excess pyrophosphate acting as a supporting constituent 

Tanabe et at referred to above, obtained various Au-Sn alloy compositions by 
electrodeposition from cyanide baths containing HanO^O, K^nO^HA KCN and KOH 
Although a linear relationship was not found between the Sn content in the bath and the Sn 
content in the alloy formed, a relationship was found between the two alloys which permitted 
formation of alloys of desired compositions. The composition of electrodeposited Au-Sn was 
shifted by about 10%; to the Sn side in comparison with alloys at thermal equilibrium; thus 
exhibiting the § phase in the 25-29 at % range. AuSn, AuSn, and AuSn, were also 
electrodeposited. 

Gold chloride electrolytes were used in the early days of Au plating, but today are 
employed almost exclusively in tire electrochemical refining of Au. An extensive investigation 
of the cathodic behaviour of Au in chloride solutions has shown that the quality of the cathode 
deposit is strongly influenced by the relative amounts of Au(T» and Au(IU) in the solution. Tie 
reduction of AudTI) chloride to the metal can be expected to involve the formation of Au(I) as an 
intermediate species. Under plating conditions, Au will be deposited from both the Au(m) and 
AU(I) species - Smce Au(D has a more positive plating potential (1.154 V) than AudU) (1 002 
V), a limiting current density for Au(I) will be reached first and it can be expected that the 
deposits will be of relatively poor quality, Le, they tend to be bulky and porous. Gold fines will 
be present m the solution as a result of the following disproportionation reaction: 

3 AuCV = 2 Au + AuCV + 2 CT 

Detailed studies of the anodic and cathodic reactions have shown that the use of 
low temperatures and periodic interruption of the current are major factors that can contribute to 
reduced Au(I) concentration 

• Ja P anese P "«" ^ * "6994 to Masayoshi Mashiko describes a process carried 
out under alkahne conditions and employing a bath composition containing gold, tin and copper 
and sodium sulphite or potassium sulphite was used as a stabilizer for the gold. 

24, 1986) discloses a Au-Sn plating bath (pH = 3-7) containing KauCi. SnO» triammonium 
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ctrate, ^ascorbic acid, NiCl, and peptone. A 7 m A«-Sn alloy (20 ±2 wt %Sn) layer was 
plated out on a 50 mm diameter Si wafer at 208° C. and a current density of 0.6 A/dm' in 30 

wTLtT " ^ T""*'™ ^ bath seomeu to be me 

5 weak ^ ™ this process as stabUity decreased dramatically when the Sn salt was added. 

, (Ui U SPatentNo ^ 45 > 208 Oveyetal), issued on June 12, 2001 describes a 
Zt^eT ^ n ° n - Cyanide -A- ^ codepo^on^l 

ZZ 0fCOmP ° Sm0nS ' inctadin 8 * e technologicaUy important evrtectic and near 

0 ^1 T 08160118 ' 111 ^ —di-nt, consists of An^lcrf! 

Ivey et al discusses the use of both direct current and pulsed current oower 
sources and describes relation^ between Sn content and average cuJtd^lTcoZ 
' ™ "° N - Sn content and *JLZZ£2? W 

mdicate that witirn, c^ ranges, the Sn content of the result alloy^ 

Ivey et al contemplates the application of direct current or pulsed <™ * 
smgle value of electroplating current density to produce an allov^^! 
content Unfortunately, however, the relationship J ZSZ 1 1 * 

are subje* to signifies scatter due to numerou/uZ^ 1 ^ ' 

composition or other pr^esofthe alloy deposft * ' ""^ 0VW me 
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Preferably this process should be applicable to the electrodeposition of many 
different alloy systems, including but not limited the gold-tin alloy system. 

SUMMARY OF THE INVENTION 

5 

The present invention is based upon the broad principle that by varying an 
electroplating current, it is possible to electrodeposit alloy species with oMnguishable properties 
ma controlled manner. 

0 In one aspect the invention is therefore directed at an electrodepoation process for 

separately depositing layers of at least two alloy species of an alloy to produce a layered 
compoate material. The invention is also directed a, a layered composite material comprising a 
kyer of a first aUoy specres and a layer of a second alloy species, wherein the first alloy spJes 
and the second alloy species have distinguishable properties. 

I 

The distinguishable properties of the alloy species are due to different alloy 

Hi 01 "TT" 8 * ^ » fte ^ies. The invention I 

therefore apphcable to any alloy system in which the alloy is capable of electrodeposition in two 
or more alloy phases and in which the identity of the electrodeposited alloy phase or phases is 
dependent upon the electroplating current 

In this specification, the terms "alloy" and "alloy system" indicate substances 
— ng two ™ essential elements wfcch aro defined by their essential elem*^ 
fcmafioy P^ descn bes a particular form or phase of a substance which contains the 
^e^^eaOoy^oy^ For exan^ie, the gold-tin aUoy or aDoy sysl 
contains gold and on as essential elements and may be produced in several different alloy p^T 
mchidmg for example AujSn or AuSa auoy pnases, 

• * Spedfication ' * e tenn secies" indicates a substance which is 
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each particular alloy species are controlled by controlling the electroplating current. The layered 
composite material is therefore comprised of two or more alloy species and the overall properties 
of the layered composite material are dependent upon the properties and relative proportions of 
the different alloy species. 

5 

A single alloy species will include those alloy phases of the alloy which are 
electrodeposited at a selected electroplating current so that a single alloy species may be 
comprised Of one or more alloy phases. Preferably, however, a selected electroplating current 
electrodeposits primarily or essentially a single alloy phase so that any particular alloy species 
10 consists primarily or essentially of a single alloy phase. 

Regardless of whether a selected electroplating current deposits one alloy phase or 
more than one alloy phase, a selected electroplating current should preferably result in the 
electrodeposition of an alloy species which has consistent properties which are distinguishable 
15 from the properties of alloy species which are electrodeposited at a different selected 
electroplating current This will facilitate the combination of layers of different alloy species to 
produce a layered composite material having desired properties. 

There is no upper limit to the total number of layers which may make up the 
20 layered composite material and the layered composite material may be comprised of as few as 
two layers. 

Regardless of the total number of layers which make up the layered composite 
material, there should preferably be one or more layers of at least two different alloy species, 
25 which alloy species have different properties. The layered composite material is preferably 
comprised of a plurality of layers of each alloy species. 

The layered composite material may be comprised of as few as two alloy phases. 
Although theoretically there is no maximum number of alloy phases which may be deposited in 
30 the various layers of different alloy species, me number of alloy phases present in the layered 
composite material should preferably be minimized. 

Similarly, the layered composite material may be comprised of as few as two 
alloy species, and although theoretically there is no maximum number of alloy species which 
35 may be deposited in the various layers, the number of alloy species present in the layered 
composite material should preferably be minimized 

-6- 
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The layered composite material is therefore most preferably comprised of two 
different alloy species, a plurality of layers of each alloy species, and with each alloy species 
consisting primarily or essentially of a single alloy phase. 

The invention may also be applied to the production of an alloy deposit which 
comprises a single layer of a single alloy species instead of a layered composite material 
comprised of a plurality of layers of different alloy species. This single alloy species may be 
comprised of as few as two alloy phases, and although theoretically there is no maximum number 
of alloy phases which make up the single alloy species, the number of alloy phases comprising 
the single alloy species should preferable be minimized Where the invention is applied to the 
production of a single layer alloy deposit instead of a layered composite material, the single alloy 
species is most preferably comprised of two different alloy phases. 

In a preferred process aspect of the invention, the invention is an electrodeposition 
process for producing a layered composite material comprised of layers of an alloy, the process 
using an electroplating circuit comprising a power supply, an electroplating solution comprising 
ions of the elements comprising the alloy, and an electrodeposition substrate, the process 
comprising the following steps: 

(a) first energizing the electroplating circuit with the power supply to provide a first 
electroplating current in the electroplating circuit during a first current plating 
time interval to deposit a layer of a first alloy species of the alloy on the substrate, 
the first alloy species having first alloy species properties; and 

(b) second energizing the electroplating circuit with the power supply to provide a 
second electroplating current in the electroplating circuit during a second current 
plating time interval to deposit a layer of a second alloy species of the alloy on the 
substrate, the second alloy species having second alloy species properties; 

wherein the first alloy species properties are distinguishable from the second alloy species 
properties. 

In a preferred product aspect of the invention, the invention is a layered composite 
material comprising a layer of a first alloy species of ah alloy, the first alloy species having first 
alloy species properties, and further comprising a layer of a second alloy species of the alloy, the 

-7- 
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second alloy species having second alloy species properties, wherein the first alloy species 
properties are distinguishable from the second alloy species properties. 

The alloy species properties are distinguishable with respect to one or more 
properties so that by controlling the deposition of each alloy species, the properties of the layered 
composite material can be controlled by taking advantage of the different properties of the alloy 
species. The different property or properties of the alloy species may relate to any chemical or 
physical property. For example, the distinguishing property may be the chemical composition of 
the alloy species. 

Preferably the first alloy species consists essentially of a first alloy phase and 
preferably the second alloy species consists essentially of a second alloy phase. 

The first alloy phase and the second alloy phase will therefore be distinguishable 
with respect to one or more chemical or physical properties. Preferably the first alloy phase has a 
first alloy phase composition, the second alloy phase has a second alloy phase cornposftion, and 
the first alloy phase composition is different from the second alloy phase composition. 

The first alloy species and the second alloy species are combined in the layered 
composite material so that the layered composite material has composite material properties, 
including a composite material composition. The composite material properties include any 
chemical or physical properties. The composite material properties will depend upon the first 
alloy species properties, the second alloy species properties and the relative proportions of the 
first alloy species and the second alloy species comprising the layered composite material. 

The first electroplating current and the second electroplating current may each 
either be a direct current or a pulsed current. Preferably the first electroplating current and the 
second electroplating current are both a direct current or both a pulsed current. 

The first electroplating current and the second electroplating current are selected 
having regard to the particular alloy system and the particular electroplating process. The 
selection of the characteristics of the electroplating currents is guided by an understanding of the 
relationships between the properties of deposited alloys and electroplating current Procedures 
for deterrnining these relationships are taught in U.S. Patent No. 6,245,208 (Ivey et al) with 
respect to the gold-tin alloy system. These relationships can be established easily for other alloy 
systems using the same general procedures. 
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The first electroplating current is preferably selected so that the first alloy species 
consrsts essentially of a first alloy phase and the second electroplating current is preferably 
selected so that the second alloy species consists essentially of a second alloy phase. 

The relative proportions in the layered composite material of the first alloy species 
and the second alloy species will be dependent upon the first current plating toe interval and the 
second plating time interval. As a result, the first current plating time interval and the second 
current plating time interval may be selected so that the layered composite material has a desired 
composne material composition which is obtained by combining the first alloy species and the 
second alloy species. 



The alloy produced by the invention may be any alloy system which may be 

,s I^T 08 ^ mSKat SPedeS ' Which ^ ***** are dependent upon the 
15 electroplating current. 

* i Prcfared ^ SyStem f ° r 086 in * «e gold-tin alloy system 

TOhmae gold-tin alloy system, the preferred alloy phases for use in the invention are A^Sn 

20 

Tne reason AUj Sn and AuSn are preferred alloy phases is because a particularly 
desirable alloy composition for the optoelectronic and microelectronic industries is the eutectic 
gold-tin alloy composition, which comprises about 30 at % tin. Au.Su comprises about 15 at % 
25 IT T*~ 50 * % *■ * * «-"e readily seen to a combination of 

material oomposrtion comprising anywhere between 15 at % tin and 50 at % tin, thus including 
the eutectic composition as well as near-eutectic compositions. 

50 amenta* * * lec *» of the first current plating time interval and the second 

50 at /o tin, mcluding between about 25 at % tin and about 40 at % tin, between about 27 at % tin 
and about 35 at % tin, as well as the eutectic composition. een about 27 at /. tin 
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Electroplating current density is a measure of electroplating current per unit area 
of electrodepoln substrl In direct current applications, averege current dens.ty and peak 
™ttoSTare the same. In pulsed current applications, average current density is a function 
^SoSSSr and duty 'cycle. and duty cycle is a Unction of eiectroplating current ON 
time and pulse cycle period 

It has been discovered that the relationship . between average current density and 
aUoy pha^ inthe gold-tin alloy systemis such that an average current density 
S to Lt l nlcm' will result in the electrodeposition of an aUoy — 

wUl result in the electrodeposition of an alloy species winch constats esseutially 

2 Z> discovered that an average current denstty within a range of between ^ 1 mAW 

Preferably the first electroplating current and the second electroplating current 

currents are pulsed currents, the pulsed current ON time, pulsed current OFF tune and p^ 
current density^ selected first, to provide a suitable averege current denstty to facthtate the 
IZLpJL of the desired aUoy species and alloy phases and second, to provtde an alloy 
deposit which has a suitable quality in terms of grain size and structure. 

Fine grained and smooth alloy deposits are generally preferred over coarse 
grcined and rough alloy deposits. The Mowing general trends in alloy electrodeposttion are 
noted: 



1. 

2. 
3. 



grain structures tend to become less coarse as either average current density or 
peak current density increase, for current density values below a limiting current 
density value; 

grain structures tend to become more coarse as either average current density or 
peak current density exceed a limiting current density value; 
grain structures tend to become more coarse with iiKaeasing pulsed current ON 
times; and 
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4. grain structures tend to become less coarse with increasing pulsed current OFF 
times. 

The limiting current density values for any particular alloy system can easily be 
5 determined. In the case of the gold-tin alloy system, it has been found that preferred ranges for 
the characteristics of the first electroplating current and the second electroplating current are as 
follows: 

pulsed current ON time: greater than or equal to about 2 milliseconds per pulse 
1 o cycle, most preferably about 2 milliseconds per pulse cycle; 

pulsed current OFF time: greater than or equal to about 4 milliseconds per pulse 

cycle, most preferably about 8 milliseconds per pulse cycle; 
pulse cycle period: about 6 milliseconds to about 12 milliseconds, most 

preferably about 10 milliseconds. 

15 

The electroplating solution may be any electrolytic solution which includes a 
suitable solvent containing ions of the elements comprising the alloy or alloy system and which 
has been suitably stabilized for use as an electroplating solution so that it is capable of 
codepositing the elements of the alloy or alloy system as two or more alloy species. 

As previously indicated, one of the preferred alloy systems for use with the 
invention is the gold-tin alloy system. In the gold-tin alloy system, a preferred electroplating 
solution comprises ammonium citrate, a salt of gold soluble in the ammonium citrate, a salt of tin 
soluble in the ammonium citrate, a gold stabilizer and a tin stabilizer. 

Preferably the gold salt is a gold chloride and the tin salt is a tin chloride. More 
preferably the gold salt is potassium gold chloride (KAuCl 4 ) and the tin salt is tin chloride 
(SnCy. 

30 Preferably the gold salt is present in the electroplating solution in the amount of 

between about 5 g/L and about 15 g/L and the tin salt is present in the amount of between about 
5 g/L and about 15 g/L. 

Preferably the ratio of gold to tin in the electroplating solution is in the range of 
35 about 0.5 to about 3.0 (by weight). 



20 



25 



-11- 



CA 02363749 2001-12-20 



Preferably the gold and the tin are present in a ratio to form the alloy phases 
Ai^Sn and AuSn and are present in a ratio conducive to producing a layered composite material 
which may contain anywhere between about 15 at % Sn and about 50 at % Sn. 

5 The gold stabilizer and the tin stabilizer may be any substances which will 

improve the stability of the electroplating solution and facilitate electrodeposition of the layered 
composite material. Exemplary gold stabilizers include sodium sulfides such as Na^SOj (sodium 
sulphite) and Na^CE, with NajS0 3 (sodium sulphite) being most preferred, particularly where 
the gold salt is KAuCl«. A preferred tin stabilizer is ascorbic acid, and in particular L-ascorbic 
10 acid 

The preferred electroplating solution may, for example, be prepared in accordance 
with the method described in U.S. Patent No. 6,245,208 (Ivey et al) by disserving a suitable tin 
salt in ammonium citrate to form a tin solution, dissolving a suitable gold salt in ammonium 
15 citrate to form a gold solution, and then combining and mixing the tin solution and the gold 
solution. 

Preferably the gold stabilizer is added to the gold solution and the tin stabilizer is 
added to the tin solution before the gold and tin solutions are combined. 

20 

The layers of the layered composite material may be any thickness, as determined 
by the lengths of the plating time intervals. Preferably the thickness of the layers is kept 
relatively small so that the alloy species and alloy phases in the various layers will approxim ate a 
homogeneous or completely interspersed structure. Most preferably the thickness of the layers 
25 ranges from submicron dimensions (<10 ran) to several microns. 

BRIEF DESCRIPTION OF DRAWINGS 

Embodiments of the invention will now be described with reference to the 
30 accompanying drawings, in which: 

Figure I is a schematic illustration of an electroplating arrangement suitable for 
use in the invention. 

35 Figure 2 is a plot of Sn con(jentrations in gold-tin alloy deposits when obtained at 

different average current densities under direct current (DC) and pulsed current (PC) conditions. 

-12- 
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Figure 3 is a copy of scanning electron microscope (SEM) top view images of a 
plurality ofPC and DC plated deposits of gold-tin alloys. 

5 Figure 4 is a copy of enlarged SEM top view images showing edge effects on 

gold-tin alloy deposits obtained at different average current densities. 

Figure 5 is a plot showing the effect of ON time in PC plating on gold-tin alloy 
composition, for a fixed average current density and cycle period 

10 

Figure 6 is a copy of SEM top view images of a plurality of gold-tin alloy 
deposits resulting from PC plating at various ON times, corresponding to the ON times depicted 
inFigureS. 

15 Figure 7 is a plot showing the effect of ON time on gold-tin alloy composition at a 

constant peak current density. 

Figure 8 is a copy of SEM top view images of a plurality of different PC gold-tin 
alloy deposits resulting from different ON times at constant peak current density, corresponding 
20 to the ON times depicted in Figure 7. 

Figure 9 is a series of cleaved cross section images of gold-tin alloy deposits 
resulting from different ON times and constant peak current density, corresponding to the ON 
times depicted in Figure 7. 

25 

Figure 10 is a plot of gold-tin alloy deposit composition at different OFF times 
and constant peak current density. 

Figure 1 1 is a copy of SEM top view images of gold-tin alloy deposits obtained 
30 with different OFF times, corresponding to the OFF times depicted in Figure 10. 

Figure 12 is a copy of SEM cross section images for gold-tin alloy deposits 
obtained at selected OFF times, corresponding to the OFF times depicted in Figure 10. 

35 Figure 13 is a copy of SEM images of a polished and cleaved gold-tin alloy 

deposit obtained in a reproducibility test 

-13- 
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" Figure 14 is a copy of backscattered electron (BSE) images of several polished 
cross sections of a g ld-tin alloy deposit obtained in a reproducibility test 

5 Figure 15 is a plot showing the at % Sn content of gold-tin alloy deposits at 

locations across the deposit measured from the semiconductor/solder interface outwards. 

Figure 16 is a schematic plan illustration of an electroplating substrate depicting a 
gold contact area, a stop-off lacquer area and an exposed gold seed layer area for plating. 

10 

Figure 17 is a plot showing the at % Sn content of gold-tin alloy deposits obtained 
at different values of average current density. 

Figure 18 is a plot showing the at % Sn content of alloy deposits containing 
15 AujSn, AnSn and mixtures thereof as obtained at different values of average current density. 

Figure 19(a) through Figure 19(c) are dirrraction patterns showing spectra 
obtained from the AUjSn region, the AuSn region and the AUjSn-AuSn region as depicted in 
Figure 18. 

20 

Figure 20 is a phase diagram for the gold-tin alloy system showing the AUjSn 
alloy phase, the AuSn alloy phase and the melting points for gold-tin alloys containing between 0 
at%Snand50at%Sn. 

25 Figure 21(a) and Figure 21 (b) are SEM top view images of an Ai^Sn alloy phase 

deposit and an AuSn alloy phase deposit respectively. 

Figure 22 is a BSE image of layers of a gold-tin alloy deposit showing a layer of 
the AusSn alloy phase and a layer of the AuSn alloy phase on top of a gold seed layer. 

30 

Figure 23(a) is a low magnification BSE image of a gold-tin alloy layered 
composite material comprising a plurality of layers of each of the AiijSn alloy phase and the 
AuSn alloy phase in which the first current plating time interval is 21 minutes and the second 
current plating time interval is 5 minutes. 

35 
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Figure 23(b) is a high magnification BSE image of a gold-tin alloy layered 
composite material comprising a plurality of layers of each of the AujSn alloy phase and the 
AuSn alloy phase in which the first current plating time interval is 21 minutes and the second 
current plating time interval is 5 minutes. 

5 

DETAILED DESCRIPTION 

In the preferred embodiment the present invention is an electrodeposition process 
for producing a layered composite material comprised of layers of an alloy, wherein the layered 
10 composite material includes at least one layer of a first alloy species and at least one layer of a 
second alloy species. 

The invention is intended for use with any alloy system in which the alloy is 
capable of being electrodeposited as different alloy species, the deposition of which is dependent 
15 upon the electroplating current, but is hereafter described with reference to the gold-tin alloy 
system as a preferred embodiment, in which A%Sn is the first alloy species and AuSn is the 
second alloy species. 

The invention may be practiced with alloy systems other than the gold-tin alloy 
20 system. The first step in practicing the invention with another alloy system is to select as an 
electroplating solution an electrolytic solution which includes a suitable solvent containing ions 
of the elements comprising the alloy or alloy system and which has been suitably stabilized for 
use as an electroplating solution so that it is capable of codepositing the elements of the alloy or 
alloy system as two or more alloy species. The second step in practicing the invention with other 
25 alloy systems is to select electroplating currents which will produce desired alloy species of the 
alloy system in order to form the layered composite material. The electroplating currents may be 
selected with reference to the phase characteristics of the alloy system, which phase 
characteristics may be represented as a phase diagram similar to the phase diagram for the gold- 
tin alloy system which is shown in Figure 20. 

30 

One of the lead-free solders currently being used in optoelectronic and 
microelectronic packaging applications is the eutectic gold-tin alloy (approximately 30 at % Sn). 
In addition to the obvious environmental advantages of not containing lead, gold tin alloys also 
have excellent thermal and mechanical properties making gold-tin alloys a hard solder well 
35 suited for packaging applications in which long-term device reliability is important In addition, 
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the comparatively low melting temperature of 280'C for the eutectic gold-tin alloy makes gold- 
tin alloys ideally suited for applications in which the materials are temperature sensitive. 

Presently, most eutectic gold-tin alloys are prepared as solder preforms. The 
5 major drawback of this technique is that it requires expensive robots to place the preforms or it 
must be done manually, which is very labor intensive. Thin film deposition by evaporation or 
sputtering of the solder is an attractive alternative, since the oxide content is reduced relative to 
preforms and process control is better in terms of thickness uniformity and solder alignment 
However, standard thin-film equipment is costly from a production viewpoint. 

An alternate thin film deposition technique is electrodepositkm. The benefits 
include reduced oxide formation, thickness uniformity, improved solder alignment (relative to 
performs) and significantly reduced capital costs, suggesting a strong commercial viability for 
this technique. Hectrodeposition of an alloy solder can be either done sequentially of 
15 simultaneously. With sequential deposition, a pure tin layer is deposited on top of a pure gold 
layer, the disadvantage of this technique is that a post-deposition anneal is required to 
homogenize the composition through inter-diffusion. In addition to being a time consuming, 
multi-step process, such treatments often lead to segregation of the tin to the surface of the alloy 
layer resulting in the formation of an oxide layer mat interferes with bonding. 

20 

One important advantage of direct alloy co-electrodeposition is that it is a one- 
step deposition procedure that requires no further heat treatment of diffusion during bonding. 

An electroplating solution for use in co-electrodepo siting gold-tin alloys and a 
25 method tor co-electrodepositing gold-tin alloys has previously been developed and is described 
in U.S Patent No. 6,245,208 (Ivey et al). U.S. Patent No. 6,245,208 (Ivey et al) is hereby 
incorporated by reference into this specification for its guidance in preparing electroplating 
solutions and for its guidance in electroplating methodology generally. 

30 Expanding upon and refining the work which formed the basis of U.S. Patent No. 

6,245,208 (Ivey et al) it has now been shown that two distinct alloy phases, A%Sn and AuSn, can 
be deposited separately over a range of current densities at compositions of 15 at % Sn and 50 at 
% Sn respectively. By adjusting the electroplating current, it is possible to deposit both alloy 
phases in a layered composite material thereby achieving any desired composition between 15 at 

35 % Sn and 50 at % Sn, including the commercially important eutectic composition. Notably, this 
further work based upon U.S. Patent No. 6,245,208 (Ivey et al) has demonstrated a composition 
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10 



15 



plateau of 50 at % Sn for gold-tin alloys at average current densities exceeding about 2 mA/cnr\ 
whereas in US. Patent No. 6,245,208 (Ivey et al) a composition plateau of about 37-42 at % Sn 
was observed at similar average current densities. 

As a result, in a preferred embodiment, the present invention is a method of 
depositing eutectic and near eutectic gold-tin alloys from a single electroplating solution as a 
layered composite material using the principles of alloy cc-electrodeposition. In this way, 
deposition of the gold-tin alloy can occur directly on the wafer substrate without the need for any 
farther homogenization treatments. The process may be tailored to produce any gold-tin alloy 
composition between about 15 at % tin and 50 at % tin without having to adjust the composition 
of the electroplating solution. By mirumizing the thickness of the layers comprising the layered 
composite material, a completely interspersed structure can be approximated which will exhibit 
essentially the same physical properties as an equivalent alloy composition which does possess a 
true interspersed structure. 

In the preferred embodiment pertaining to the gold-tin alloy system, a single 
electroplating solution is utilized for me deposition of any layered composite material in the 
gold-tin alloy system which has a composite material composition of between about 15 at % tin 
and 50 at % tin. 

1. The Preferred Electroplating Solution 

The electroplating solution of the preferred embodiment is composed of 
ammonium citrate (H^OaCCHAO^ preferably triammonium citrate 

25 which functions as a buffering agent and in which a gold salt and a tin salt as well as stabilizing 
compounds for the gold and tin salts are dissolved. The gold and tin salts are preferably 
chlorides, most preferably potassium gold chloride KAuCl« and SnCl, respectively. 

It is believed that other gold or tin salts may be suitable for use in the present 
30 invention; for example tin sulfate and HAuCU are possibilities. 

In the preferred embodiment a suitable stabilizer is used for the gold salt and 
another suitable stabilizer is used for the tin salt. It has been found that suitable stabilizers for 
the gold salts are Na,S0 3 (sodium sulphite) and Na^ 2 0,» although Na^O* is more effective at 
35 reducing gold precipitation during the addition of tin salt. Ethylene diamine has also been tried 
as a gold stabilizer, but in testing has been found to provide only marginal improvement in 
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electroplating solution (i.e. bath) stability. When the preferred gold salt KAuCl* is used, the 
preferred gold stabilizer is sodium sulphite (NajSO,). 

A suitable stabilizer for the tin salt is ascorbic acid. When the preferred tin salt 
5 namely SnCl* is used, the preferred stabilizer is ascorbic acid, more specifically L-ascorbic acid 
(HOO^CHCOHXCWOCCO^OH^COH)). 

The KAUCI4 and SnCl^HaO salts are the sources of the initial Au (HI) and Sn (II) 
ions, some of which immediately form the other possible valence states: Au (I) and Sn (IV). The 
10 tri-ammonium citrate functions as a buffer to maintain a nearly neutral solution pH. Sodium 
sulphite acts as a completing agent for the gold, and to some degree for the tin. The following 
reactions are the most likely complexing reactions according to the specific stereochemistry of 
the Au (I), Au (HI), Sn (II), and Sn (TV) ions [7], The electroplating solution likely contains a 
mixture of all possible ions. 

15 

Au + +2SO^ o [Au(SO,) 2 f 
Au 3+ + 4S0 3 3 " [Au(S0 3 )J 5 ' 
Sn 2+ + €S0 3 2 ' o [Sn(SCVr 
Sn~ + 6S0 3 **> [Sn(S0 3) J*- 
20 Sn* + 4S0 3 2 o [Sn(S0 3H r 

The L-ascorbic acid is used to prevent the hydrolysis of the tin in water. It acts as 
a chelating agent for the tin, thereby preventing its reaction with water. Although no specific 
reaction mechanism has been reported in the literature, fhe following reactions are suggested as 
25 possible complexing reactions between the tin and the L-ascorbic acid: 

Sn 2+ + 6C«HA* o [SnCC.HAOJ 4 ' 
Sa 4 + 6e«HA" <=> [SitfCflAOJ 1 

30 In the preferred embodiment of the invention the five principal constituents of the 

electroplating solution are preferably present in the ranges as set forth in Table A. 
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TABLE A 



Broad range 

grams/Liter (g/L 

of electroplating solution 



Preferred range 

grams/Liter (g/L 

of electroplating solution 



10 



ammonium citrate 
gold salt 
tin salt 

gold stabilizer 
tin stabilizer 



100 to 800 
5 to 20 
5 to 20 
20 to 120 
15 to 60 



100 to 200 
5 to 10 
5 to 10 
40 to 80 
15 to 30 



15 



20 



25 



Optionally, nickel chloride (NiCy may be added to the electroplating solution as 
a leveler, preferably in an amount of between about 0 and 2 g/L. 

Eutectic or near eutectic gold-tin alloy compositions are attractive for 
rmCToelectronuv'optoelecrromc applications because of their relatively low melting temperatures. 

The eutectic composition for the gold-tin alloy system is approximately 70 at % 
Au and 30 at % Sil This eutectic composition provides the lowest melting temperature for 
subsequent bonding applications. Near eutectic compositions, particularly hypereutectic (greater 
than 30% Sn) are also desirable, because gold-tin alloy solder may be used to bond gold coated 
wafers and chips which when combined with, the solder lowers the overall tin content in the 
solder. Also, tin-rich solders do not increase the melting point as much as gold-rich solders 
(gold-rich relative to the eutectic composition). Generally the desired composite material 
composition will range from 25 to 40 at % Sn and more preferably from 27 to 35 at % Sn and 
most preferably for some applications at or very near to the eutectic composition. 



For a given electroplating solution composition, the composite material 
30 composition can be controlled by controlling the electrodeposition conditions, including type of 
current (DC or PC), current ON time, current OFF time, average current density and peak current 
density. 



35 



In the examples that follow, a 1:1 ratio of Au salt to Sn salt was used in the 
electroplating solution. 
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A possible alternate electroplating solution for the gold-tin alloy system is the 
chloride system taught in the Matsumoto Japanese Patent JP 61 15,992. Prelirninary experiments 
were carried out on the solution described in the patent, but the solution deteriorated immediately 
when Sn salt was added to the ammonium citrate buffered Au solution. 

2. Preparation of the Preferred Electroplating Solution 

The starting solution of the preferred compounds as above indicated was based on 
the Matsumoto Patent JP 61 1 5,992 and are listed below: 

200 g/L ammonium citrate ^NOjCCMjCCOHJfCO^^COjNHJ 

20g/L KAuCI< 

13 g/L SnCla.2H 2 0 

30 g/L L-ascorbic acid (HOC^C^OHXCCHpCfO^O^OH)) 

1 g/L NiCl 2 

5 g/L peptone 



20 



The electroplating solution was prepared according to the various techniques 
summarized in Table 1. 

Table I Electroplating Solution Preparation. 



Solution # 


Solution 


Observations 


A 


13 g/L SnCl^iHjO dissolved in 
30 g/L L-ascorbic acid solution 


• Clear solution with pH= 1 .7 

• Precipitation after 1 week 


B " 


13 g/L SnC!2.2H 2 0 dissolved in IMXT 
g/L ammonium citrate solution 


• Clear solution with pH=6.5 

• Solution still clear after 1 week 
but turned to dark yellow 


C 


1 0 g/L KAuCl4 dissolved in water 


• Solution turned black and turbid on 
standing. 

• Precipitated fine black powder. 


D 


10 g/L KAuCl 4 dissolved in water 
in darkness. 


• Solution turned black and turbid on 
standing. 

• Precipitated find black powder. 


E 


10 g/L KAuCl« dissolved in a iuO 
g/L ammonium citrate solution 


• Clear solution and stable in light 
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Solution K added to B. 


• Solution turned black and turbid on 
standing. 

• Precipitated fine black powder. 


u 


10 g/L KAu(JI< dissolved in a 800" 
g/L ammonium citrate solution and 
then Solution B added. 


• Same phenomena as Solution F. 


H 


1. 10 g/L KAuCl 4 dissolved ma 
800 g/L ammonium citrate 
solution 

2. 13 g/L SnC^^O dissolved 
in 400 g/L ammonium citrate 
solution 

3. Solution (2) added to 
Solution (1) drop-by-drop with 
vigorous agitation 


• Clear solution with dark green colour. 

• Precipitation after a few hours. 



initial electroplating solution preparation results are shown in Table I. If Sn 
chloride is mixed with water, without any additives, the bivalent Sn chloride salt undergoes 
hydrolysis according to: 

5 

Sn 2+ + 2H a CNSn(OH) 2 + 2H* 



with a solubility product for Sn(OH) 2 of 3xl0* 27 . 

10 Solution A in Table I contained 30 g/L of L-ascorbic acid, while Solution B 

contained 200 g/L of ammonium citrate. Both solutions were acidic, which helps to minimize 
hydrolysis preventing hydroxide precipitation. After one week Solution A became turbid, while 
Solution B changed to dark yellow from colourless, but remained clear. The difference may 
imply mat ammo nium citrate is a complexing agent for Sn 2 * ions; however, no information was 

15 found in the literature concerning the complexing ability of ammonium citrate with bivalent Sn 
ions. Although the actual chemistry for the change in the solutions is not well understood, the 
change is attributed to the oxidation of stannous ions (II) by dissolved air to stannic ions (IV) and 
the formation of stannic compounds. Higher temperatures than room temperature result in 
increased oxidation rates. It can therefore be concluded that without any anti-oxidant additives, 

20 Solutions A and B are only stable for about a week. The behaviour of bivalent Sn ions in water 
is very complex. Possible forms of Sn ions in a chloride solution include [SnClf, [SnClJ, 
[SnCl 3 J" and [SnOHf with stability constants of 14, 15, 50 and 10 10 , respectively. 

KAuCl, is soluble in aqueous solutions and is light sensitive. It is used for toning 
25 silver photographic prints. Preparation of Solutions C and D (Table I) shows that KAuCl* 
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undergoes hydrolysis both in light and in darkness. The solutions precipitate a fine black 
powder, which gradually changes to a gold color on standing. The powder was determined by 
EDX analysis to be metallic Ail In aqueous solution, AuCV ions are hydrolyzed to some extent 
forming (AuCyHA this in turn acts as a weak acid forming species such as AuCl^OHX 
5 (where n varies from 0 to 4 and increases with increasing alkalinity) in alkaline solutions. 

AuCV + Kfl = (AuCl 3 )H 2 0 + CI" = AuCl 3 (OH)' + IT + CI' 

The pH value of Solution E containing 200 g/L of ammonium citrate falls in the 
10 range of a weak acid. The hydrolysis of KAuCl* is prevented by the presence of concentrated 
ammonium citrate. (NHJ* hydrolyzes in water, 

(N^) + = NH 3 + ir 

1 5 and produces a significant amount of NH 3 that dissolves in the solution. NH 3 can form complex 
AuCNHj) 3 * cations with simple Au(ID) ions (if any are present) in the solution. The stability of 
Au(lH) ions in the solution is further improved. The stability constant for AuCV is 10 26 ; 
however, no stability constant data for Au(NH 3 )* is available in the literature. 

20 Preparation of Solution F (Table I) was the first attempt to make a Au-Sn solution. 

It turned black and turbid immediately after the Au solution (£) was added to the Sn solution (B). 
The exact chemistry responsible for the instantaneous precipitation of fine black powder is not 
clear because of the lack of relevant information. Still, it is reasonable to surmise that a chemical 
interaction between Au ions and Sn ions causes the problem. The chemical processes for Au 

25 precipitation when Sn salt and Au salt are mixed can be AuCV ion reduction to AuCV ions, 
followed by AuCl 2 " ion dissociation. 

3 AuCV = AuCV + 2 Au + 2 CI" 

30 Since ammonium citrate is able to complex Au ions, solutions with more 

concentrated ammonium citrate should be more stable. Preparation of Solutions G and H is the 
result of such an attempt. No improvement was found for Solution G, while Solution H was the 
first solution that remained clear after preparation. Solution H was prepared by adding the Au 
solution drop-by-drop instead of by pouring the entire Au solution in the Sn solution. This 

35 implies that a high concentration of ammonium citrate is needed to eliminate the chemical 
reaction between Au(m) ions and SruTI) ions. The way that ammonium citrate works may be 
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twofold, i.e., as cither a Au complexing agent or a Sn complexing agent. Since a very high 
concentration of ammonium citrate is needed to stabilize Au or Sn ions, it can be surmised that it 
is not strong complexing agent for either Au(IH) or Sn(II) ions. Solution H has two major 
problems in terms of being used as a practical plating solution. One problem is its short lifetime; 
5 the solution deteriorated by precipitating only a few hours after preparation. The other problem 
is the high viscosity of the solution, due to the high concentration of ammonium citrate. High 
viscosity results in a slow mass transport rate and therefore a lower limiting current density. 
Although the improvement in Solution H relative to the other solutions was minor, the key to 
developing a stable Au-Sn solution seems to lie in finding a more efficient Au complexing agent 
10 to decrease the oxidizing ability of Au ions when mixed with the reducing agent, bivalent Sn. 

It will be apparent that to obtain a stable solution may require the use of a specific 
mixing sequence, as without it the results may not be acceptable. As shown in Table 1, the 
procedure defined in H was the only one that succeeded and it required that the gold salt be 
15 dissolved in the amm^inm citrate and then a solution of the tin salt in ammonium citrate be 
added drop (volume less than about 5 mL) after drop to the gold salt solution while under 
continuous vigorous agitation. Although the specific mixing sequence is believed to be 
important, further testing has suggested that the gold solution and the tin solution may be 
combined and mixed in bulk (Le., not drop by drop) with satisfactory results. 

20 

While procedure H showed the most promise, it still did not provide the stability 
required for most commercial operations. 

To compensate for this deficiency in stability, three candidate stabilizers were 
25 reviewed namely, Na 2 SO 3 (20-100 g/L), Na^A^O-lOO g/L) and KajajDTAJH&S^O g/L). 
The stabilizers were added separately to a solution of 3 00 g/L of ammonium citrate and 10 g/L of 
KAnCl*. The solution preparation procedure was to add chemicals in the following sequence: 
ammonium citrate, Au salt, stabilizer and then the Sn chloride salt (5g/L). Each solution was 
stirred thoroughly after each step to ensure complete dissolution. 

30 

Na^SOj was more effective than NajSA at reducing Au precipitation during the 
addition of Sn salt: The Na^C^ containing solution was clear and stable for several days, while 
Au precipitation occurred within a few minutes for the Na^Oj containing solution. 
NajHJBDTA i$ a complexing agent for many base metal impurities in plating baths. However, it 
35 fails to prevent interaction between Au and Sn ions; Au precipitates on the wall of the beaker 
within a few minutes of mixing the Au and Sn solutions. 
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In the method of preparing Au-Sn sulphite solutions of the present invention, Au 
is added in the form of solid KAuCl* salt that is dissolved in a concentrated ammonium citrate 
solution. When NajS0 3 is added to the solution, no precipitation occurs. It is presumed that the 
5 Au(HI) ions have been reduced to Au(I) ions. The stability of the Au-Sn solution was 
substantially improved; no Au precipitation occurred when Sn salt was added. 

Based on the screening tests, Na^Oa (sodium sulphite) was selected as a Au 
stabilizer for additional tests. L-ascorbic acid was chosen as the Sn stabilizer to prevent Sn 
10 hydrolysis. 

Experiments were carried out according to Table II to test solution lifetime for 
different concentrations of additives. 

15 Table II Solutions Utilized for Bath Stability Tests. 





SI 


S2 


S3 


S4 


S5 


S6 


S7 


S8 


S9 


S10 


Ammonium 
citrate (g/L) 


200 


200 


200 


200 


100 


200 


200 


200 


200 


200 


KAuCl 4 

(g/L) . 


5 


5 


5 


5 


7 


7 


7 


10 


14 




Na^ 

(g/L) 






60 


60 


60 


60 


30 


60 


60 




l-ascorbic 
Acid (g/L) 




15 




. 15 


15 


15 


15 


15 




30 


(g/L) 


5 




5 


5 


7 


7 


7 


10 




14 


Solution 
Stability 
(days) 


0 


0 


4 


15 


11 


9 


3 


7 


8 


7 



Solutions SI and S2, which contained no sodium sulphite, deteriorated 
immediately when Sn salt was added. With 60 g/L of Na^Oa, Solution S3 remained clear and 
stable for four days; after which it began to gradually precipitate fine Au particles. Solution S4 
20 was the same as S3, except for the addition of 15 g/L of L-ascorbic acid The solution stability 
was improved to fifteen days. Its stabilizing effect is quite surprising since L-ascorbic acid was 
originally added to prevent Sn hydrolysis. L-ascorbic acid only changed the pH from 6.5 to 6.0, 
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since a high concentration of ammonium citrate, a buffering agent, was also present in the 
solution. 

Comparison of Solutions S5 and S6 seems to indicate that the concentration of 
5 ammonium citrate has very little influence on bath stability, which may be because most of the 
Au ions are present in the form of a Au sulphite complex. A lower citrate concentration is 
favoured for practical plating, since the viscosity is lower. 

Comparison of Solutions S4, S6 and S8, which contained gradually increased 
10 amounts of Au and Sn salts, shows that the higher the total salt content, the shorter the bath 
lifetime. Because the chemical reaction rate is proportional to the reactant concentrations, the 
higher the total concentration of reactants (Au and Sn ions), the faster the Au precipitates from 
solution. 

15 The effect of sulphite on bath stability is clearly evident by comparing Solutions 

S6 and S7. S7 contained less sulphite and its lifetime was shortened from nine days to three 
days. Since the stability constant for Au sulphite is fairly low, free sulphite is required. 

Another possible alternative to improve bath stability is to prepare and store the 
20 Au and Sn solutions separately and mix them when plating is to be performed. Solution S9 is a 
Au solution and S10 is a Sn solution. If S9 and SI 0 are mixed at a 1:1 volume ratio, the overall 
make-up would be the same as S7. The Au solution has a lifetime of seven-eight days, after 
which Au precipitation begins. The Sn solution turns light yellow from colourless after seven 
days, but remains clear for more than thirty days. The reason that Au still precipitates from 
25 solutions containing sulphite is that the stability constant for the sulphite complex is not that 
large and, with time, any free sulphite is oxidized by air at the liquid/air interface. It would be 
expected that for solutions used for plating, the lifetime would be even shorter because of 
sulphite consumption by anodic and chemical oxidation and cathodic reduction. The change in 
colour of the Sn solution is due to oxidation of bivalent Sn to tetravalent Sn. 

30 

It is apparent that solutions S4 and S5 containing 70% ammonium citrate; 2% 
KAuCU; 21% Na^SOj; 5% L-ascorbic acid; and 2% SnCl^J^O and containing 53% Ammonium 
citrate; 3.5% KAuCl«; 32% NajSOj; 8% L-ascorbic acid; and 3.5% SnC^^O respectively 
were the most effective. 

35 

3. Previous Electrodeposition Testing of the Preferred Electroplating Solution 
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Testing of the preferred electroplating solution was carried out in connection with 
the work which resulted in U.S. Patent No. 6,245,208 (Ivey et al) and a discussion of the results 
of this testing is reproduced in the description that follows in this Section 3. 

5 

A schematic of an electrodeposition setup used to test the effectiveness of the 
preferred electroplating solution is shown in Figure 1. A pulsed current capable power supply, 
with ON and OFF time settings in the 0 - 9.9 ms range, was utilized. A 50 Q standard resistance 
Ro was connected in series with the electroplating bath to monitor the peak current density in the 
1 0 circuit through an oscilloscope. 

The cathodes were either InP or Si wafers, coated with Ti (25 nm)/Au (250 nm) 
blanket metallizations. Wafers were sectioned into smaller pieces, each having an exposed area 
of lcm x 1cm defined by stop-off lacquer. Platinum foil was used as the anode. The cathode- 
15 anode spacing was maintained at a fixed value throughout the electrodeposition process. 

Plating experiments were carried out at a fixed temperature (20°C) under both 
direct current (DC) and pulsed current (PC) conditions. For PC plating, ON and OFF times were 
varied and their effects correlated with deposit composition and microstructure. One set of 

20 experiments was done at constant average current density (2.4 mA/cm 2 ), cycle period (10 ms) 
and plating rime (1 nr.), while varying the ON time from 0.2 - 5 ms. A second set of 
experiments was done while maintaining a constant peak current density (10 mA/cm 2 ), OFF time 
(8 ms) and plating time (80 min), and varying the ON time from 0.5 - 4 ms. Finally, plating 
experiments were done at OFF times ranging from 3 - 9.9 ms. The peak current density was 

25 maintained at 1 0 mA/cm 2 , with an ON time and plating time of 2 ms and 80 min respectively. 

The electroplating solution of the invention that was used for these electroplating 
tests was solution S4 (Table II) with a small amount (1 to 2 g/L) of leveller ( 1 g/L NiClj) added. 

30 All electrodeposited samples were examined in a scanning electron microscope 

(SEM), equipped with an energy dispersive x-ray (EDX) spectroscopy system. An accelerating 
voltage of 20 kV was used for both imaging and composition analysis; pure Au and pure Sn 
standards were used for quantitative analysis. Bom plan view and cross section samples were 
examined. Cross sections were either prepared by cleaving, for imaging and thickness 

35 measurements, or by polishing, for quantitative composition analysis. Deposit surface roughness 
was measured by atomic force microscopy. 
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Reproducibility tests were carried out to assess the repeatability of the plating 
bath. A single metallized InP wafer piece (1 .5 cm 2 exposed area) was plated continuously from a 
50 ml plating solution. An average current density of 1.6 mA/cm 2 was used* with an ON time of 
5 2 ms and an OFF time of 8 ms, for a total of 40 hrs. Deposit composition was determined from 
polished cross sections at 2.25 urn intervals from the deposit-wafer interface. 

(a) Direct Current (DO vs. Pulsed Current ffQ 

10 Deposit composition results for direct cunent(DQ and puls^ 

ON time of 2 ms and OFF time of 8 ms) plated samples are shown in Figure 2. The composition 
vs. current density relationships are similar for DC and PC plating. The tin content initially 
increases with increasing average current density, reaches a plateau and then decreases with 
increasing current density. Increasing the current density tends to fevor plating of the less noble 
metal (Sn in mis case). If the current density is too high, however, hydrogen evolution becomes 
significant, decreasing the efficiency of alloy plating. Hydrogen evolution may also cause a local 
increase in pH, increasing the susceptibility of Sn ion cornplexing. Tin ions will be further 
stabilized as a result of complex formation, suppressing Sn plating and reducing tin 
concentration in the deposit. 



15 



10 



From Figure 2, it is clear that DC deposits obtained at the same current densities 
are consistently lower in Sn content than PC deposits. This result is similar to that found in other 
An alloy pulse plating systems, e.g., Au-Co and Au-Ni systems, and may be due to a difference 
in polarization behavior for PC and DC modes. The cathodic potential in PC mode may be more 
15 negative relative to DC mode, which would favor Sn plating. 

Representative micipstractures for me delation 
are shown in Figure 3. DC and PC deposits are similar for current densities in the 1.6 - 2.0 
mA/cm 2 range, Le., at low average current densities PC plating has no obvious influence on 

0 deposit imcrostructure. Both DC and PC deposits show a tendency towards coarser 
iru^structures at higher current densities, with the effect more pronounced for DC deposits. At 
a given average current density, the peak current density is considerably higher for PC plating, 
i.e., about 5 times that for DC plating (based on a duty cycle of 20%). The higher peak current 
density results in higher overpotentials and a finer deposit structure, because the rate of electron 

5 transfer in PC deposits to form adatoms is much faster than the diffusion rate of the adatoms 
across the surface to positions in the lattice, which favours nucleation. If the current density is 
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too high, the limiting value is exceeded, i.e., metal ions are consumed faster than they can arrive 
at the cathode and the plating is under diffusion control, resulting in dendritic growth and a rough 
deposit surface. 

Sample edge effects in PC plating at average current densities of 2.0, 2.8 and 3.2 
mA/cm 2 are shown in Figure 4. Edge effects are clearly more pronounced at higher current 
densities. The actual current density at the edge is higher than the current density setting. As 
the average current density is increased, the actual current density approaches the limiting current 
density and the deposits are more likely to exhibit microstructures characteristic of limiting 
current conditions, i.e., coarse grains and even dendritic growth. 

(b) Effect of Pulsed Current ON Time 

Deposit composition results obtained at different ON rimes, for a fixed average 
current density (2.4 mA/cm 2 ) and cycle period (10 ms), are plotted in Figure 5. Corresponding 
microstructures are shown in Figure 6. The deposit composition plot initially increases with 
increasing ON time, forms a plateau in the 1-4 ms range and then decreases at values greater 
than 4 ms. The wide plateau has obvious advantages for practical electroplating operations. An 
increase in ON time corresponds to a decrease in the peak current density (since the average 
current density is fixed) and a decrease in the OFF time. If the ON time is too short, e.g., 0.2 to 
0.5 ms, charging or capacitance effects are evident. The faradaic current for alloy plating is 
substantially lower than the peak current setting, which may explain the lower Sn content At 
relatively long ON times, e.g., 5 ms, the peak current density is quite low, which favours Au 
plating and therefore results in a lower Sn content For example, at an ON of 5 ms, the peak 
current density is 4.8 mA/cm* which is 20% of the peak current density for an ON time of 1 ms. 

For pure metal pulse plating, the ON time should be shorter than the transition 
time, otherwise hydrogen evolution or organic decomposition may occur; Hydrogen evolution 
decreases the current efficiency while organic decomposition causing carbon plating destroys the 
deposit by increasing the deposit resistance. For alloy pulse plating, the mechanism is somewhat 
more complicated than that for pure metal pulse plating; it is possible that each component has a 
transition time. 

It is clear from the SEM micrographs in Figure 6 that deposits obtained at 2 ms of 
ON time have the densest structures, finest grain size and smoothest deposits. This is confirmed 
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by AFM surface roughness measurements. Deposit surface mean roughness values for 1, 2, 3 
and 4 ms ON times are 73.8, 58.4, 64.1 and 62.9 nm, respectively. 

Deposit composition results obtained at different ON times, for a constant peak 
5 current density (10 mA/cm 2 ) and OFF time (8 ms), are plotted in Figure 7. The Sn content 
increases with increasing ON time for short ON times, reaches a plateau and then decreases with 
further increases in ON time. The rising portion of the curve may be related to the transition 
time for Au plating. For ON times longer than 0.5 ms, Au plating becomes diffusion controlled 
and Sn plating or hydrogen evolution begins. As such, the Au transition time is « 0.5 ms. When 
10 the ON time is increased to 2 ms, both Au and Sn plating are likely diffusion controlled, giving 
rise to the plateau in the composition plot. Further increases in ON time lead to additional 
hydrogen evolution, which may result in an increase in the local pH value and suppress Sn 
plating. 

1 5 SEM micrographs of deposits obtained at different ON times are shown in Figure 

8. The I ms ON time sample has a much finer microstructure than the other deposits. This may 
be due in part to its high Au content or low Sn content (16.7 at %) relative to the others, which 
nave Sn levels greater than 33 at %. For the higher Sn content deposits, roughness appears to 
increase with increasing ON time. At longer ON times, the average current density increases 

20 leading to thicker and coarser deposits. At 4 ms of ON time, the microstructure approaches that 
obtained from DC plating. 

Cleaved cross sections of the deposits in Figure 8 are shown in Figure 9. The 1 
ms ON time sample exhibits ductile fracture, which is due to its high Au content Deposits 

25 obtained at 2 and 3 ms of ON time are dense and uniform and adhere well to the substrate. The 
microstnictures are very similar to typical solidified cast structures, with the initial deposit fine 
grained and subsequent grains growing in a columnar manner. The fractured surfaces of these 
two deposits are more characteristic of brittle fracture, due to the increased amount of AuSn; 
both deposits are hypereutectic in composition, i.e., 39 at % Sn compared to the eutectic value of 

30 30 at % Sn. The 4 ms ON time sample is very rough - its thickness varies from 1.4 to 8.9 um - 
which is due to the high average current density (3.3 mA/cm 2 ), which is likely close to the 
limiting current density. 

Practically speaking, ON times of 1-3 ms produce suitable rnicrostructures and 
35 reasonable plating rates (0.7 - 1 .7 um/hr). Higher plating rates could be achieved by increasing 



-29- 



CA 02363749 2001-12-20 



the Au and Sn contents in the plating bath, which has the effect of increasing the limiting current 
density. 

(c) Effect of Pulsed Current OFF Time 

5 

The effect of OFF time on deposit concentration is shown in Figure 10. In all 
cases, the peak current density was 10 mA/cra 2 , the ON time was 2 ms and the plating time was 
80 min. The Sn content initially increases for OFF times in the 3 - 4 ms range; further increases 
in OFF time lead to a constant Sn content. During the ON portion of the plating cycle, the 

10 cathode region becomes depleted of Sn ions. During the OFF time, the Sn ion concentration is 
recovered to some extent, before the next pulse, by the diffusion of Sn ions from the bulk 
solution to me deletion region. The extent of recovery depends on the length of OFF time. If 
the OFF time is long enough (4 ms here), the Sn ion concentration at the cathode reaches the 
bulk value before the next pulse. Any further increase in OFF time appears to have no influence 

IS on deport concentration. 

SEM images corresponding to the deposits plotted in Figure 10 are shown in 
Figure 11. The 3 ms OFF time sample is not shown, but was quite porous and black in colour, 
which indicates a high carbon content in the deposit. The OFF time was too short to allow the 
20 Au and Sn concentrations at the cathode to return to the bulk values, resulting in a diffusion 
controlled plating condition. For deposits with OFF times = 4 ms, the microstructure becomes 
finer with increasing OFF time, while the composition remains almost constant. The longest 
OFF times (8 and 9.9 ms) give similar micrpstructures, which indicates that the recovery time is 
sufficient 

25 

OFF time has been reported to effect deposit microstructure in different ways. An 
increase in OFF time reportedly results in grain refinement for Cd deposition, but in grain growth 
for Cu and Au. It has been argued that for Cu and Au, grain growth, which is 
thennodynamically driven, occurs during the OFF cycle. For Cd, grain growth is believed to be 
30 retarded by adsorption of inhibiting species during the OFF cycle. 

Cleaved cross section images of samples obtained at OFF times of 9;9 ms and 4 
ms are shown in Figure 12. The thicknesses of the two deposits are 1 .6 and 7.6 una respectively. 
The average current density for the 4 ms OFF time sample is twice that of the 9.9 ms OFF time 
35 sample; however, the deposit thickness at 4 ms of OFF time is more than four times that of the 



-30- 



CA 02365749 2001-12-20 



9.9 ms OFF time sample. Both samples exhibit a columnar structure, with the 9.9 ms OFF time 
sample being more dense. 

(d) Reproducibility Testing 

5 

A single metallized InP wafer piece (1.46 cm 2 exposed area) was plated 
continuously from a 50 ml plating solution to a final thickness of 26 um. Surface composition 
analysis of the resultant deposit at five different locations yielded an average composition of 10.8 
±0.6at%Sn. The surface morphology was fairly coarse. SEM images of polished and cleaved 
10 cross sections are shown in Figure 13. The deposits are columnar with a finer grain structure 
near the metallization layer. The fracture mode of the cleaved sections is primarily brittle in 
nature, but becomes more ductile near the deposit surface. This is an indication that the 
composition is more Sn-rich in the interior of the deposit and Sn-deficient near the surface. 

15 SEM backscattered electron (BSE) images of polished cross sections of two 

regions of the deposit are shown in Figure 14. The image contrast (due to atomic number 
effects) is more pronounced for the BSE images relative to the secondary electron (SE) images 
(Figure 13), with the columnar behaviour, clearly evident Sn-rich regions are darker, while the 
lighter contrast regions, are Au-rich. The BSE images show two distinct layers. The inner layer 

20 consists of two phases and is 23 um thick, while the outer layer (2-3 um thick) appears to be a 
single phase and Au-rich. The Au-rich outer layer corroborates the EDX analysis done on the 
surface of the deposit Composition depth profiles (at 2.25 um intervals) at four locations were 
done through the thickness of the deposit Because of local variations in composition, due 
primarily to the presence of two distinctly different phases, the profiles were summed and plotted 

25 as a single profile (Figure 15). The resultant composition profile correlates well With the cross 
section images, i.e., up to 22-23 um of Au/Sn solder of uniform composition can be deposited 
from a single 50 ml solution. 

Based on the above information, the number of InP wafers (2 inch diameter) that 
30 could be plated from the same bath without a significant composition change was estimated If 
the process was scaled up to a 2 L electroplating solution and 3.5 um of solder was deposited on 
each wafer, then a total of 19 wafers could be plated before replenishing the bath. 

The percentage of Au in the electroplating bath consumed after plating 22 um of 
35 solder (before the Sn content decreases) can be estimated by assuming the density of the deposit 
is equal to the bulk density of an equiUbrium alloy consisting of AiijSn and AuSn. The total 
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volume V of me deposit is the product of the plated area (1,46 cm 2 ) and the deposit thickness (22 
urn). Since the average composition of the deposit is 39 at % Sn (28 wt % Sn), the volume 
percentage of AujSn and AuSn in the deposits is approximately 35% and 65% respectively. The 
deposit density p d can be estimated from a weighted average of the densities of Au 5 Sn and AuSn, 
5 yielding a value of 13.6 g/cm 3 . If g^ is the total weight of Au added to the bath prior to plating, 
then the percentage of Au consumed after plating 22 urn of solder is: 

(V p d wt % Au^^ = 24 wt % 

10 The percentage of Sn consumed can be calculated in a similar manner and 

amounts to 8.5 wt %. The Au content in the plating solution has changed significantly, while the 
Sn content has only changed a small amount. 

Decreasing Sn content with increasing plating time has been addressed by 
15 Holbrom et al, who attributes it to faster Sn consumption due to the formation of Sn-rich 
agglomerates. This explanation is reasonable for a large current density which is close to the 
limiting current density. For this work, the current density is 1.6 mA/cm 2 , which is significantly 
lower than the limiting current density of 4 mA/cm 2 . The change in deposit composition with 
plating time may instead be due to composition changes in the solution additives. 

20 

A relatively stable, non-cyanide, weakly acidic solution has been utilized to co- 
electroplate Au-Sn solder on metallized semiconductor substrates. Depositions were done under 
both DC and PC conditions and the results are summarized in the following. 

25 • In the studied range of average current density, PC deposits have consistently 

higher Sn content than DC deposits. At low current densities (<2.4 mA/cm 2 ), the microstructures 
are similar, while at higher current densities, PC deposits are finer and smoother. 

• For PC plating, when the average current density and cycle period are held 

30 constant, the composition vs. ON time plot a plateau. Deposits obtained at 2 ms of ON time, 
which is within the plateau region, have the finest and smoothest microstructure. When the peak 
current density and OFF time are held constant, a plateau is also observed in the deposit 
composition vs. ON time curve. Grain structures are finer for shorter ON times. 

35 • When the peak current density and ON time are held constant, the Sn content in 

the deposits first increases with increasing OFF time and then reaches a plateau. Short OFF 
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times (3 - 4 ms) give coarse grained microstructures, while longer OFF times (6 - 9.9 ros) give 
consistently uniform microstructures. 

• Reproducibility tests indicate that several 2 inch wafers (>10) could be 

5 electroplated with Au-Sn solder (39at %Sn) to a thickness of 3.5 urn. 

During testing of the preferred gold-tin electroplating solution gold-tin solder 
layers ranging in thickness from submicron (100-200 nm) to several microns with compositional 
uniformity (compositional variations across the entire deposit of less than 5%) were obtained. 
10 Suitable deposits were obtained generally for ON times ranging from 10-40% of the duty cycle 
and current densities ranging from 1 .6^3.6 mA/cm 2 . 

4. Electrodeposition of a Layered Composite Material in the Gold-Tin Alloy System 

15 The present invention is an extension of the work described above in Section 3 

and in U.S. Patent No. 6,245,208 (Ivey et al) and is based upon the further discovery that the 
gold-tin alloy phases Ai^Sn and AuSn can be electrodeposited selectively by varying the 
electroplating current, thus providing the opportunity to electrodeposit two or more alloy species 
in layers to produce a layered composite material. 

20 

It is noted that the general trends and principles taught by U.S. Patent No. 
6,245,208 (Ivey et al) have been confirmed by the work which has resulted in the present 
invention. It is also noted, however, that the further development which has led to the present 
invention has altered somewhat the graphical depictions of the trends observed in Figure 2, 
25 Figure 5, Figure 7, Figure 1 0 and Figure 1 5 and discussed in Section 3 above. 

Specifically, a composition plateau of about 50 at % Sn for gold-tin alloys 
beginning at an average current density of about 2 mA/cm 2 has been observed in the further work 
which has resulted in this invention. This plateau contrasts with the composition plateau 
30 observed in Figure 2, Figure 5, Figure 7 and Figure 10, which is at about 37-42 at % Sn and also 
beginning at an average current density of about 2 mA/cm 2 . 

The further work of the present invention is applicable to any alloy system in 
which it is possible to electrodeposit selectively two or more alloy species by varying the 
35 electroplating current 
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As previously discussed, the gold-tin alloy system is a particularly desirable alloy 
system for use in the optoelectronic and microelectronic industries. As a result, a preferred 
embodiment of the present invention relates to an electrodeposition process for producing a 
layered composite material comprised of layers of two or more species of gold-tin alloy. A 
5 detailed description of the application of this preferred embodiment follows. 

(a) Experimental Procedure 

A single electroplating solution was utilized for the electrodeposition of all layers 
10 of the layered composite material, including both the AujSn alloy phase and the AuSn alloy 
phase. The electroplating solution was prepared in accordance with the above description 
pertaining to the development of the electroplating solution and in accordance with the teachings 
of U.S. Patent No. 6,245,208 (Ivey et al). In particular, the electroplating solution utilized in the 
testing was electroplating solution S4 (Table II). 

15 

All electroplating was done on an electrodeposition substrate comprising 
metallized Si or InP wafers with evaporated Ti and Au layers, 25 and 250 nm thick respectively. 
The gold provided a seed layer for electroplating, while the Ti acted as an adhesion layer 
between the gold and the substrate. Prior to electrodeposition, the backs of the wafers were 
20 covered completely with stop-off lacquer to prevent deposition on the rear of the wafer surface. 
In addition, stop-off lacquer was applied to the front of the wafer over top of the gold seed layer 
to isolate a portion of the wafer of known area on which the deposition could occur (Figure 16). 
Generally, these areas were not in excess of 1 cm 2 . In this way, the current density of deposition 
could be calculated prior to plating. 

25 

A Dynatronix DuPR 10-0.1-0.3 pulse plating capable power supply was used for 
electrodeposition with a maximum current rating of 100 mA average current and 300 mA peak 
current. Based on the previous work described above and in U.S. Patent No. 6,245,208 (Ivey et 
al), which provide guidance for optimizing the quality of the gold-tin alloy deposit, the pulsed 

30 current cycle period was set at 10 ms, with a pulsed current ON time of 2 ms, and a pulsed 
current OFF time of 8 ms. This resulted in a 20% forward duty cycle for electroplating. Typical 
electroplating currents for the electroplating circuit were between 5 and 10 mA of peak current 
density. Plating times were usually 1.5 to 2 hours to ensure a sufficiently thick deposit (>1.5 
urn) for composition analysis. A schematic of an electrodeposition setup used to test the 

35 invention is shown in Figure 1 . 
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For multi-layer plating, two different current densities were selected for the 
electroplating currents. The rationale for this is discussed below. The two current densities were 
then cycled to produce the separate alloy phase layers and the layered composite material. Layer 
thickness and composition control was achieved by adjusting the plating time used for each alloy 
phase. 

Imaging of the layered composite material was done using a Hitachi Scanning 
Electron Microscope (SEM) with an energy dispersive x-ray (EDX) analysis system. 
Compositional analysis of all layers was done at 20 kV from a working distance of 17 cm and a 
count rate of 3500 counts/second. Pure Au and Sn standards were applied in order to obtain 
quantitative results accurate to within 2 at % Sn. 

X-ray diffraction (XRD) phase analysis was carried out using a Rigaku Rotaflex 
rotating anode diffractometer with a thin film camera attachment. The filament voltage and 
current were set at 40 kV and 1 10 mA respectively. The sample was scanned between 10° and 
90° at a rate of l°/min using an incidence angle of 3° to ensure no substrate was sampled. A 
blank wafer was run for background signal comparison end elimination, Ti/Pt metallized waters 
instead of Ti/Au metallized wafers were used for deposition for use in the X-ray diffraction 
analysis tests so that it could be determined whether or not atomic gold was being plated in 
addition to the gold/tin compounds. 

(b) Results and Discussion 

(0 Relationship Between Oirrent Density, Alloy Phase, and Composition of the 
Layered Composite Material 

A range of current densities was sampled in order to toermine the effect of 
current density on the composition of a gold-tin alloy deposit, since adjusting the current density 
is the easiest and most effective method of adjusting the composition of the alloy deposit. In 
addition, it is important to have a firm grasp on the types of alloy deposits that can be produced 
using this method (i.e., solid solutions with impurity levels of Sn, or actual alloy compounds 
with significant Sn content). 

The previous work from U.S. Patent No. 6,245,208 (Ivey et al) had already 
established the existence of a composition plateau at about 37-42 at % Sn in the current density 
range from about 2.0 to about 3.5mA/cm 2 . i Building on this work, a composition plateau at 50 at 
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% Sn was observed through additional testing beginning at about 2 mA/cm 2 . A lower 
composition plateau was also found at an average Sn composition of 15 at % Sn extending up to 
about 1 mA/cm 2 . Between about 1 mA/cm 2 and about 2 mA/cm 2 there was observed a transition 
region where the composition of the alloy deposit is variable with the current density. These 
5 trends are illustrated in Figure 17 and Figure 18. 

Since two plateaus exist, it is realistic to assume mat within these plateaus, a 
single alloy species or even a single alloy phase is being deposited in each plateau accounting for 
the constant Sn composition. XRD analysis was performed in order to identify the alloy phases 
1 0 present and also to validate the EDX analysis. Figure 1 8 shows the results of the XRD analysis. 
The XRD testing verified the existence of the AuSn phase within the 50 at % Sn composition 
plateau and the existence of the Au^n phase within the lower plateau at 1 5 at % Sn. 

The gold-tin alloy phase Au,Sn may exist in either an ordered phase or a 
15 disordered phase. Based upon XRD and electron diffraction analyses, Au^Sn deposited within 
the 15 at % Sn composition plateau has been identified as the disordered phase. Within the 
transition region, both alloy phases AiijSn and AuSn are deposited. 

Figure 19(a) through Figure 19(c) show examples of the diffraction patterns 
20 obtained from each of the three regions. Figure 19(a) is a spectrum for Au^Sn from a deposit 
done at an average current density of 0.8 mA/cm 2 with an average composition of 15 at % Sn. 
Figure 19(b) is a spectrum for the AuSn phase from a deposit done at an average current density 
f 1.94 mA/cm 2 with an average composition of 52 at % Sn and Figure 19(c) is a spectrum 
showing the two alloy phases from a deposit done at an average current density of 1 .33 mA/cm 2 
25 and a composition of 46 at % Sn. 

Using the Au/Sn phase diagram shown in Figure 20 as a guide, it is reasonable 
mat the composition plateau at 50 at % Sn would correspond to the AuSn or 5 intermetallic 
phase. In addition, it is probable that the lower plateau at 15 at % Sn would correspond to the 
30 AujSn phase. 

As seen in Figure 20 there are two AujSn phases, the ordered £ and the disordered 
The ordered phase is an intermetallic compound with a composition of 16.7 at % Sn and a 
homogeneity range of less than 1 at % Sn. It has a close packed-hexagonal structure with the 
35 unit cell of the superstructure containing 15 Au and 3 Sn atoms. The lattice parameters a and c 
are 0.5092 nm and 1.4333 nm respectively. The disordered phase, however, extends between 9.1 
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at % Sn and 17.6 at % Sn at 280°C but is not considered to be stable at room temperature. It is a 
Mg-type close-packed hexagonal lattice structure with variable lattice constants depending upon 
composition. For composition varying from 11.07 to 16.31 at % Sn, the lattice constant a 
changes from 0.29084 nm to 0.29386 nm and c changes from 0.47864 nm to 0.47694 nm. 

5 

The presence of the disordered phase of AiisSn in the 15 at % Sn composition 
plateau would therefore account for both the off-stoichiometric average composition, 15 at % Sn 
instead of 16.7 at % Sn, and the significant scatter in the compositional data (Figure 17) with 
values ranging from 1 3 at % Sn to 17 at % Sn. 

10 

The XRD work verifies that there is both a compositional and phase plateau from 
2 to 3 mA/cm 2 and a separate compositional and phase plateau up to 1 mA/cm 2 . As suspected, 
there is a mixture of the two alloy phases (AuSn and Au 5 Sn) deposited within the transition 
region accounting for the significant variability in composition. 

15 

Figure 17 and Figure 18 can be most easily explained by exarnining the behavior 
of the individual metal ions in solution. In general, Au is more noble metal than Sn. Even with 
the addition of the sulphite as a complexing agent to bring the potentials of the two metals closer 
together, the Au will remain more noble relative to the Sn although the new potential difference 
20 between the two metals as a result of complexing is unknown. As a result, the Au will still tend 
to deposit more readily than the Sn. 

At the lower current densities, or lower applied over-potentials, the Au, tending to 
reduce more easily than the Sn, will be in greater concentration on the wafer surface. Since a 

25 greater concentration of Au is depositing compared with Sn, the formation of the Au-rich 
compound, Au 5 Sn, occurs. As the current density increases, the over-potential of both the Sn and 
the Au increases as well. At higher current densities, 2-3 mA/cm 2 , it is assumed that the 
reduction of Au ions has reached its lirmting current density and is therefore reacting on the 
surface at a constant rate. The increase in over-potential, however, increases the deposition of Sn 

30 and since the Au deposition remains fixed, the Sn/Au ratio on the wafer surface increases. As a 
result, AujSn is no longer the preferred phase for electrodeposition. The next possible phase for 
deposition, as seen from the Au/Sn phase diagram in Figure 20, is AuSn. This results in the 
AuSn plateau seen in Figure 17 and Figure 1 8. 



35 



The two-phase transition region represents an intermediate condition to the two 
cases discussed above. Local variations in current density may favour nucleation of one alloy 

-37- 



CA 02365749 2001-12-20 



phase over the other, resulting in the formation of both alloy phases. It is possible that local 
variations in micro structure, protrusions for example, may provide a sufficient local increase in 
over potential causing AuSn to become the more favorable compound for deposition in those 
regions. However, in areas when the over-potential is not increased by the layer morphology, the 
5 ratio of ions reacting at the wafer surface will remain more conducive for depositing AusSn. As 
a result, it becomes possible to deposit both phases in this transition region. 

The determination of the two composition plateaus, one at 50 at % Sn and one at 
15 at % Sn means that the appropriate combination of these phases will result in the eutectic 

10 composition or, for that matter, any composition between 15 at % and 50 at %. In a sense, the 
current density/composition graph (Figure 17) rnimics the structure of the phase diagram. 
Referring to Figure 20, the 10 to 50 at % Sn region is bordered by the two phases, AujSn and 
AuSn, separated by a mixed phase region. This is mimicked in the current density/composition 
relationship where the two phases make up the boundaries of the plating curve separated by a 

1 5 two-phase transition region that includes the eutectic composition. 

(ii) Layer Structure and Morphology 

Within each composition plateau, there are two distinctly different deposit 
20 structures. Figure 21(a) and Figure 21(b) are SEM top view images of an Au^Sn alloy phase 
deposit and an AuSn alloy phase deposit respectively as prepared in accordance with the 
invention. In Figure 21(a), the surface of the AujSn alloy phase deposit appears smooth and 
shiny with a mirror-like reflective, quality and very little structure is apparent. In Figure 21(b), 
the surface of the AuSn alloy phase deposit produced appears gray, dull, and rougher. Further 
25 examination of the deposit structures using transmission electron microscopy reveals, however, 
that the grain structure for the AuSn alloy phase is actually less coarse than the grain structure for 
the AujSn alloy phase. This rinding is consistent with the general trend that grain structure 
typically becomes less coarse as current density increases (up to a limiting current density). 

30 (iii) Production of a Layered Composite Material 

Once the two separate gold-tin alloy composition plateaus at 15 at % Sn and 50 at 
% Sn were established, further testing was directed at multi-layer electrodeposition of the two 
different alloy phases in order to obtain a layered composite material having the desired eutectic 
35 composition of 30 at % Sn overall or any composition desired between 1 5 and 50 at % Sn. 
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Having established that the AUjSn and AuSn alloy phases could be deposited 
individually, testing was conducted to confirm that it was possible to combine the two alloy 
phases in different layers of a layered composite material to achieve a desired composite material 
composition. 

5 

A first multi-layer test was directed at depositing a layer of one alloy phase on top 
of a layer of the other alloy phase to establish compatibility. The first layer deposited was AuSn 
(50 at % Sn), with the AujSn layer (15 at % Sn) on top. An average current density of 0.8 
mA/cm* was chosen for the AUsSn alloy phase deposition, since it was near the upper end of the 

10 lower plateau and gave a higher plating rate. An average current density of 2.4 mA/cm 2 was 
chosen for the AuSn alloy phase deposition, since this current density has been shown in the 
previous work described above to provide a fairly rapid deposition rate coupled with a relatively 
fine-grained structure. The resulting layered composite material is shown in Figure 22, in which 
backscattered electron (BSE) imaging was used to enhance atomic number contrast. Figure 22 

15 clearly shows that both layers are extremely uniform with good adhesion to one another. Of 
particular importance is the apparent lack of voids along the interface between the alloy phases 
suggesting excellent integration of the two layers. 

A second multi-layer test was directed at electrodepositing a repeating sequence 
20 of much thinner alloy phase layers than were deposited in the first test in order to produce a 
layered composite material comprising a plurality of layers of each of the A^Sn alloy phase and 
the AuSn alloy phase. Figure 23(a) is a low magnification BSE image and Figure 23(b) is a high 
magnification BSE image, both showing a cross-section of a layered composite material 
produced by electroplating at an average current density of 2.4 mA/cm 2 for 5 minutes, followed 
25 by electroplating at an average current density of 0.8 mA/cm 2 for 21 minutes. This cycle was 
repeated several times to build up the layered composite material. A pulse cycle period of 2 ms 
ON time and 8 ms OFF time was maintained. The overall composite material composition of the 
layered composite materialis 35 at % Sn. 

30 In the two tests described above, the average current density was changed 

manually. In future tests and for commercial production purposes, the process could be 
automated to allow for much shorter plating time intervals to deposit extremely thin multiple 
layers (<10nm) of Ai^Sn and AuSn to produce essentially a completely or nearly completely 
interspersed structure of eutectic or near-eutectic composition. 

35 
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The testing described above was directed at utilizing current densities within the 
lower composition plateau and the upper composition plateau so that either Au^Sn or AuSn 
would be electrodeposited in any single layer of the layered composite material. The primary 
reason for working within the composition plateaus is that the composition plateaus represent 
5 relatively forgiving ranges of current densities within which the composition of the 
electrodeposited alloy , species is consistent and relatively easy to control. For commercial 
production purposes, the ability to work within ranges of current densities provides for quality 
assurance, since the composite material composition of the layered composite material is not 
dependent upon precise control over the current densities utilized in the process. 

10 

The teachings of the present work, however, could be applied to a single layer 
process for producing an alloy deposit of a single alloy species by utilizing a single current 
density which is within the transition region between the composition plateaus. The composition 
of the alloy species could be controlled by controlling the current density within the transition 

IS region and by interpolation between the composition plateaus. Although technically feasible, 
this approach to applying the teachings of the present work is potentially less commercially 
feasible than the preferred approach of producing a layered composite material comprising 
discrete layers of alloy species within the composition plateaus, due to the potential difficulties in 
maintaining sufficient precise control over the current density which is utilized and due to the 

20 somewhat unpredictable effects of local variations in deposit microstructure, edge effects, and 
other local effects which may affect the overall composition of the alloy deposit. 

It has therefore been shown that by altering current density, it is possible to 
electrodeposit two or more different alloy species to produce a layered composite material 
25 comprising layers of the different alloy species. The composite material composition of the 
layered composite material may be controlled by controlling both the plating time intervals for 
the various layers and the number of layers deposited. 

In the preferred embodiment relating to the gold-tin alloy system, the invention 
30 may be used to produce a layered composite material containing separate layers of the Au 5 Sn 
alloy phase and the AuSn alloy phase and having a composite material composition of between 
15 at % Sn and 50 at % Sn. 

Having described the invention, modifications will be evident to those skilled in 
35 the art without departing from the scope of the invention as defined in the appended claims. 



-40- 



CA 02365749 2001-12-20 



The embodiments of the invention in which an exclusive property or privilege is 
claimed are defined as follows: 

1. An electrodepositioD process for producing a layered composite material 

comprised of layers of an alloy, the process using an electroplating circuit comprising a power 
supply, an electroplating solution comprising ions of the elements comprising the alloy, and an 
electrodeposition substrate, the process comprising the following steps: 

(a) first energizing the electroplating circuit with the power supply to provide a first 
electroplating current in the electroplating circuit during a first current plating 
time interval to deposit a layer of a first alloy species of the alloy on the substrate, 
the first alloy species having first alloy species properties; and 

(b) second fn*rgig™g the electroplating circuit with the power supply to provide a 
second electroplating current in the electroplating circuit during a second current 
plating time interval to deposit a layer of a second alloy species of the alloy on the 
substrate, the second alloy species having second alloy species properties; 

wherein the first alloy species properties are distinguishable from the second alloy species 
properties. 

1 xhe process as claimed in claim 1 wherein the first electroplating current is 

selected so mat the first alloy species consists essentially of a first alloy phase. 

3 t The process as claimed in claim 1 wherein the second electroplating current is 

selected so mat the second alloy species consists essentially of a second alloy phase. 

4 < jhe process as claimed in claim 2 wherein the second electroplating current is 

selected so that the second alloy species consists essentially of a second alloy phase. 

5 The process as claimed in claim 4 wherein the first alloy phase has a first alloy 

phase composition, wherein the second alloy phase has a second alloy phase composition, and 
wherein the first alloy phase composition is different from the second alloy phase composition. 
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6 the process as claimed in claim 5 wherein the first current plating time interval 

and the second current plating time interval are selected so that the layered composite material 
has a desired composite material composition. 

7. xhe process as claimed in claim 6 wherein the first electroplating current is a 
direct current 

8. The process as claimed in claim 6 wherein the second electroplating current is a 
direct current 

9 t The process as claimed in claim 7 wherein the second electroplating current is a 

direct current. 



10. The process as claimed in claim 6 wherein the first electroplating current is a 

15 pulsed current 

1 1 The process as claimed in claim 6 wherein the second electroplating current is a 

pulsed current. 

20 12. The process as claimed in claim 10 wherein the second electroplating current is a 

pulsed current 

1 3. The process as claimed in claim 6 wherein the alloy is comprised of gold and tin. 

25 14. The process as claimed in claim 13 wherein me first alloy phase is AUjSn and 

wherein the second alloy phase is AuSa 

15. The process as claimed in claim .14 wherein the first current plating time interval 

and the second current plating time interval are selected so that the composite material 
30 composition is comprised of between about 25 at % tin and about 40 at % tin. 

15. The process as claimed in claim 15 wherein the first current plating time interval 

and the second current plating time interval are selected so that the composite material 
composition is comprised of between about 27 at % tin and about 35 at % tin. 

35 
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17. The process as claimed in claim 16 wherein the first current plating time interval 

and the second current plating time interval are selected so that the composite material 
composition is comprised of about 30 at %tiiL 

5 18. The process as claimed in claim 16 wherein the first current plating time interval 

and the second current plating time interval are selected so that the composite material 
composition is a eutectic composition. 

19. The process as claimed in claim 14 wherein the first electroplating current is a 
10 pulsed current and has an average current density at the substrate of less than orequal to about 1 

mA/cm 2 . 

20. The process as claimed in claim 14 wherein the second electroplating current is a 
pulsed current and has an average current density at the substrate of greater than or equal to about 

15 2 mA/cm 2 . 

21 . The process as claimed in claim 19 wherein the second electroplating current is a 
pulsed current and has an average current density at the substrate of greater than or equal to about 
2 mA/cm 2 . 

20 

22. The process as claimed in claim 21 wherein the first current plating time interval 
- and the second current plating time interval are selected so that the composite material 

composition is comprised of between about 25 at % tin and about 40 at % tin. 

25 23. The process as claimed in claim 22 wherein the first current plating time interval 

and the second current plating time interval are selected so that the composite material 
composition is comprised of between about 27 at % tin and about 35 at % oil 

24. The process as claimed in claim 23 wherein the first current plating time interval 
30 and the second current plating time interval are selected so that the composite material 

composition is comprised of about 30 at % tin. 

25. The process as claimed in claim 23 wherein the first current plating time interval 
and the second current plating time interval are selected so that the composite material 

3 5 composition is a eutectic composition. 
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26. The process as claimed in claim 21 wherein the first electroplating current is a 
direct current. 

27. The process as claimed in claim 21 wherein the second electroplating current is a 
5 direct current. 

28. The process as claimed in claim 26 wherein the second electroplating current is a 
direct current. 

10 29. The process as claimed in claim 21 wherein the first electroplating current is a 

pulsed current 

30. The process as claimed in claim 21 wherein the second electroplating current is a 
pulsed current 

15 

31. The process as claimed in claim 29 wherein the second electroplating current is a 
pulsed current 

32. The process as claimed in claim 31 wherein the first current plating time interval 
20 and the second current plating time interval are selected so that the composite material 

composition is comprised of between about 25 at % tin and about 40 at % tin. 

33. The process as claimed in claim 32 wherein the first current plating time interval 
and the second current plating time interval are selected so mat the composite material 

25 composition is comprised of between about 27 at % tin and about 35 at % tin. 

34. The process as claimed in claim 33 wherein the first current plating time interval 
and the second current plating time interval are selected so that the composite material 
composition is comprised of about 30 at % tin. 

30 

35. The process as claimed in claim 33 wherein the first current plating time interval 
and the second current plating time interval are selected so that the composite material 
composition is a eutectic composition. 
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36. The process as claimed in claim 31 wherein the first electroplating current has an 

on-time of at least about 2 milliseconds per pulse cycle and wherein the second electroplating 
current has an on-time of at least about 2 milliseconds per pulse cycle. 

5 37. The process as claimed in claim 36 wherein the first electroplating current has an 

off-time of at least about 4 milliseconds per pulse cycle and wherein the second electroplating 
current has an off-time of at least about 4 milliseconds per pulse cycle. 

38. The process as claimed in claim 37 wherein the first electroplating current has a 
1 0 pulse cycle period of about 10 milliseconds and wherein the second electroplating current has a 

pulse cycle period of about 1 0 milliseconds. 

39. The process as claimed in claim 38 wherein the first current plating time interval 
and the second current plating time interval are selected so that the composite material 

15 composition is comprised of between about 25 at % tin and about 40 at % on. 

40. The process as claimed in claim 39 wherein the first current plating time interval 
and the second current plating time interval are selected so that the composite material 
composition is comprised of between about 27 at % tin and about 35 at % tin. 

20 

41 . The process as claimed in claim 40 wherein the first current plating time interval 
and the second current plating time interval are selected so that the composite material 
composition is comprised of about 30 at % tin. 

25 42. The process as claimed in claim 40 wherein the first current plating time interval 

and the second current plating time interval are selected so that the composite material 
composition is a eutectic composition. 

43. The process as claimed in claim 38 wherein the first electroplating current has a 
30 pulse cycle period of about 10 milliseconds and an on-time of about 2 milliseconds per pulse 

cycle and wherein the second electroplating current has a pulse cycle period of about 10 
milliseconds and an on-time of about 2 milliseconds per pulse cycle. 

44. The process as claimed in claim 6 wherein the first energizing step and the second 
35 energizing step are repeated in sequence so that the layered composite material is comprised of a 

plurality of layers of each of the first alloy species and the second alloy species. 
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45. The process as claimed in claim 14 wherein the electroplating solution is 
comprised of ammonium citrate, a salt of gold which is soluble in ammonium citrate, and a salt 
of tin which is soluble in ammonium citrate. 

46. The process as claimed in claim 45 wherein the electroplating solution is further 
comprised of a gold stabilizer and a tin stabilizer. 

47. The process as claimed in claim 46 wherein the gold salt is potassium gold 
chloride and wherein the tin salt is tin chloride. 

48. The process as claimed in claim 47 wherein the gold stabilizer is comprised of 
sodium sulphite. 

49. The process as claimed in claim 48 wherein the tin stabilizer is comprised of L- 
ascorbic acid. 

50. The process as claimed in claim 49 wherein the first energizing step and the 
second energizing step are repeated in sequence so that the layered composite material is 
comprised of a plurality of layers of each of the first alloy species and (he second alloy species. 

51. The process as claimed in claim 21 wherein the electroplating solution is 
comprised of ammonium citrate, a salt of gold which is soluble in ammonium citrate, and a salt 
of tin which is soluble in ammonium citrate. 

52. The process as claimed in claim 51 wherein the electroplating solution is further 
comprised of a gold stabilizer and a tin stabilizer. 

53. The process as claimed in claim 52 wherein the gold salt is potassium gold 
chloride and wherein the tin salt is tin chloride. 

54. The process as claimed in claim 53 wherein the gold stabilizer is comprised of 
sodium sulphite. 

55. The process as claimed in claim 54 wherein the tin stabilizer is comprised of L- 
ascorbic acid 
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56. The process as claimed in claim 55 wherein the first energizing step and the 
second energizing step are repeated in sequence so that the layered composite material is 
comprised of aplurality of layers of each of the first alloy species and the second alloy species. 

57. The process as claimed in claim 31 wherein the electroplating solution is 
comprised of ammonium citrate, a salt of gold which is soluble in ammonium citrate, and a salt 
of tin which is soluble in ammonium citrate. 

10 58. The process as claimed in claim 57 wherein the electroplating solution is further 

comprised of a gold stabilizer and a tin stabilizer. 



15 



59, The process as claimed in claim 58 wherein the gold salt is 
chloride and wherein the tin salt is tin chloride. 

60. The process as claimed in claim 59 wherein the gold stabilizer 
sodium sulphite. 



potassium gold 
is comprised of 



61 The process as claimed in claim 60 wherein the tin stabilizer is comprised of L- 

20 ascorbic acid. 

52. The process as claimed in claim 61 wherein the first energizing step and the 

second energizing step are repeated in sequence so that the layered composite material is 
comprised of aplurality of layers of each of the first alloy species and the second alloy species. 

25 

63. The process as claimed in claim 38 wherein the electroplating solution is 

comprised of ammonium citrate, a salt of gold which is soluble in ammonium citrate, and a salt 
of tin which is soluble in ammonium citrate. 

30 64. The process as claimed in claim 63 wherein the electroplating solution is further 

comprised of a gold stabilizer and a tin stabilizer. 

65. The process as claimed in claim 64 wherein the gold salt is potassium gold 

chloride and wherein the tin salt is tin chloride. 

35 
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66. The process as claimed in claim 65 wherein the gold stabilizer is comprised f 
sodium sulphite. 

67. Hie process as claimed in claim 66 wherein the tin stabilizer is comprised of L- 
5 ascorbic acid. 

68. The process as claimed in claim 67 wherein the first energizing step and the 
second energizing step are repeated in sequence so that the layered composite material is 
comprised of a plurality of layers of each of the first alloy species and the second alloy species. 

10 

69. A layered composite material comprising a layer of a first alloy species of an 
alloy, the first alloy species having first alloy species properties, and further comprising a layer 

f a second alloy species of the alloy, the second alloy species having second alloy species 
properties, wherein the first alloy species properties are distinguishable from the second alloy 
15 species properties. 

70. The layered composite material as claimed in claim 69 wherein the first alloy 
species consists essentially of a first alloy phase. 

20 71. The layered composite material as claimed in claim 69 wherein the second alloy 

species consists essentially of a second alloy phase. 

72. The layered composite material as claimed in claim 70 wherein the second alloy 
species consists essentially of a second alloy phase. 

25 

73. The layered composite material as claimed in claim 72 wherein the first alloy 
phase has a first alloy phase composition, wherein the second alloy phase has a second alloy 
phase composition, and wherein the first alloy phase composition is different from the second 
alloy phase composition. 

30 

74. The layered composite material as claimed in claim 73 wherein the alloy is 
comprised of gold and tin. 

75. The layered composite material as claimed in claim 74 wherein the first alloy 
35 phase is AuySn and wherein the second alloy phase is AuSn. 
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76 The layered composite material as claimed in claim 75 wherein the material has a 
composite material composition and wherein the composite material composition is comprised of 
between about 2 5 at % tin and about 40 at % tin . 

77 The layered composite material as claimed in claim 76 wherein the composite 
material <x>rnpositiQn is comprised of between about 27 at % tin and about 35 at % tin. 

78. The layered composite material as claimed in claim 77 wherein the composite 
material composition is comprised of about 30 at % tin. 

79. The layered composite material as claimed in claim 77 wherein the composite 
material composition is a eutectic cornpositioa 



80. The layered composite material as claimed in claim 75 wherein the layered 

15 composite material is comprised of a plurality of layers of each of the first alloy species and the 
second alloy species. 
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